Merocyanine dyes of the dihydropyridine series were prepared from salts of α(γ)-picolinium and cyanoacetic acid derivatives. Their spectral characteristics suggesting their structure in solution were studied. The change in the spectral properties depending on the substituents introduced into the structure of the substituents and solvents used (solvatochromism) was considered. The protonation of the dyes was studied, and its regioselectivity was established. 
Introduction
Work on the merocyanine dyes, which has intensively been performed since the middle of the 20th century, [1] [2] [3] [4] [5] [6] [7] [8] [9] [10] [11] [12] [13] [14] presently remains urgent. Nowadays interest in these compounds has increased, because these dyes find wide use in many areas of human activity: optoelectronics, photovoltaics, biology, and medicine.
2, 15, 16 Thermophotoresistors, sensitizers of photographic emulsions, and photochromes are found among the merocyanine dyes. Some such compounds are used as fluorescent markers of cells and various cellular structures. 17 At the same time, the merocyanine dyes containing the dihydropyridine fragment as a donor moiety and cyanoacetic acid and its derivatives as an acceptor moiety are insufficiently studied, and the data on these compounds are substantially fragmented. [18] [19] [20] [21] [22] This work is devoted to the synthesis of a series of merocyanine dyes based on N-substituted picolinium salts and cyanoacetic acid derivatives, which allows a study of the dependence of the physicochemical properties of the synthesized compounds on the structure.
Results and Discussion
The target compounds of the 1,2-(6a-l) and 1,4-dihydropyridine structures (7a-i) were synthesized from the corresponding salts of α-or γ-picolinium salts with different substituents at the nitrogen atoms (Scheme 1). Compounds 5a-c (Table 1) were used as the second component. Compounds 5a and 5b were synthesized by the condensation of the corresponding derivatives of cyanoacetic acid and triethyl orthoformate.
highly stereospecific. There is no direct correlation between the properties of substituents and yields of both compounds 6 and 7. Probably there is a complex influence of electronic/steric effects and solubility/polarity properties for isolation and purification procedures. Furthermore the yields for compounds 6 and 7 can be related with different stability of betaine form of intermediates (deprotonated picolinium salts). An alternative method for the synthesis of the merocyanine systems containing the dihydropyridine fragment is the three-component reaction of salts 3, СН-acids 8, and triethyl orthoformate (Scheme 2). The optimization was carried out for compound 6а. All starting compounds were taken in an equal molar ratio. The maximum yield of the product upon optimization was 38%. This approach is rather promising if further optimization can be achieved.
Scheme 2. Three-component route to merocyanines 6a.
Compounds 6a-l and 7a-i were obtained as a result of the performed study. Compounds 6a,b and 7a,b have been described earlier. 10 Compounds 6с-l and 7с-i were synthesized by us for the first time. When studying the spectral characteristics of the synthesized merocyanines, we found the broadening of the signal corresponding to the hydrogen atoms of the heteroaromatic ring in positions 3 and 5 in the 1 H NMR spectra of the dyes based on 1,4-dihydropyridine, which is explained by the formed "head-to-tail" complex of molecules of this structure. 26 In the IR spectra of the compounds containing nitrile groups as an acceptor, the absorption bands of the cyano groups are shifted to a range of 2190-2170 cm -1 compared to the cyano groups of benzylidenemalononitrile, whose absorption bands are arranged near 2220 cm -1 .
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The two cyano groups are nonequivalent: two absorption bands are observed at 2190 and 2170 cm -1 , indicating a stronger participation in conjugation of one of the groups. For the dyes containing the fragment of ethyl cyanoacetate or cyanothioacetamide as an acceptor, the absorption band of the cyano group also lies at 2190 cm -1 , whereas the bands of the ester and thioamide groups are arranged at 1660 and 1250 cm -1 , respectively. Thus, the signals of these groups are substantially shifted compared to the reference compounds, 28, 29 which suggests that they contribute mainly to the delocalization of the negative charge in the dye molecule. The same regularities are observed for the compounds based on 1,2-dihydropyridine, except for the fact that the 1 H NMR spectra have no peak broadening due to the formation of complexes, which is probably related to the lower symmetry of these molecules.
For further study of the properties of the synthesized merocyanine dyes, we studied their protonation properties. 30 For example, the solution decolorized upon dissolution of compound 6а in trifluoroacetic acid, indicating interruption of the π,π-conjugation of the polyene chain (Scheme 3). This fact is confirmed by the spectral characteristics of the leuco form (6а.1) presented in Figure 1 . The 1 H NMR spectra of the leuco form (6а.1) and the starting merocyanine (6а) are presented in Figure 2 . It is seen that the signal corresponding to one proton of the polyene chain with a large spin-spin coupling constant (SSCC) at 5.5 ppm disappeared in the spectrum of the leuco form of merocyanine 6а, and a two-proton signal below 4.0 ppm with a lower SSCC appeared. According to the 2D COSY experiment, two spin systems were revealed. One of them describes interactions of protons of the heteroaromatic ring, and the second system describes interactions of protons of the lateral chain ( Figure 3 ). The spectral characteristics were detected in a solution of trifluoroacetic acid, because salts of the (6а.1) type were not isolated in the solid state. These compounds are unstable and decompose on an attempt of isolating them in the solid state. Thus, the protonation of the studied dyes occurs highly regioselectively at the α-position to the pyridine ring. We also measured the UV spectra of the synthesized compounds ( Figure 4 ). For compounds А (6a, 6d, 6g, 6j), B (6b, 6e, 6h, 6k), and С (6c, 6f, 6i, 6l), the absorption maximum and molar absorption coefficient increase upon the introduction of new acceptor groups different from the cyano group. For compounds D (7a, 7d, 7g), E (7b, 7e, 7h), and F (7c, 7f, 7i), the absorption maximum also increases but the molar absorption coefficient decreases in the series from the merocyanine dyes based on cyanothioacetamide to the dyes containing cyano group (see Table 2 ). Literature data indicate that many merocyanine dyes show pronounced solvatochromism.
2 Therefore, we studied solvatochromism of the synthesized compounds using substance 7с as an example. The results are presented in Figure 5 . The shift of the absorption band maximum is 25-30 nm in solvents of various polarities, that is less then for well known solvatochromic dye Brooker`s merocyanine. 31 . Based on these data and on the fact that the absorption bands are fairly narrow (40-55 nm at the halfheight of the peaks), we can conclude that the charge delocalization in the studied molecule is high and almost all bonds in the molecule are sesquialteral, i.e., the dye molecule is similar to structure А2 (Scheme 4), 29 which is consistent with the published data on these compounds. 
Conclusions
(1) A simple, convenient, and stereospecific method is developed for the synthesis of the merocyanine dyes containing the dihydropyridine fragment based on the cyanoacetic acid derivatives. (2) The spectral characteristics of the merocyanine systems are generalized for the first time. It was found for the compounds containing the 1,2-dihydropyridine fragment that the long-wavelength maximum increased and the molar absorption coefficient decreased with the variation of acceptors at the end of the polyene chain. An opposite regularity is observed for the merocyanines containing the 1,4-dihydropyridine fragment. (3) Solvatochromism observed and previously described in the literature for compounds 7c indicated that described in this work the merocyanine systems similar to the A2 system.
Experimental Section
General. The structures of the synthesized compounds were confirmed by IR and NMR spectroscopy. IR spectra were recorded on a Bruker ALPHA-T instrument in KBr pellets. 1 Н,
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С, COSY, DEPT, and HMBC NMR spectra were measured on a Bruker AM300 instrument (solvent DMSO-d6). UV spectra were recorded on an Agilent 8453 instrument in quartz cells with a light pathlength of 1 cm with the concentration of the substance CM = 10
General procedure for synthesis of compounds 5a-b. A mixture of CH-acid (0.1 mol) (malononitrile for 5a and ethyl cyanoacetate for 5b), triethylorthoformate (0.1 mol, 13 ml) and acetic anhydride (50 ml) was stirred at 100 °C for 4 hours. The resulting reaction mixture was cooled to room temperature and concentrated in vacuo. The solid product was recrystallized from ethanol to afford light yellow crystals. Yields of 5a 78% (mp 65-67 °C) 23 and 75% of 5b (mp. 49-51 °C).
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Procedure for synthesis of compound 5c. A mixture of cyanothioacetamide (0.05 mol, 5 g), triethyl orthoformate (0.15 mol, 20 ml) and aniline (0.05 mol, 4.8 ml) was heated with stirring until the exothermic reaction is started. Then the mixture was diluted with ethanol (20 ml), brought to boiling and left to cool down. The dark yellow crystals was filtered and washed with hot ethanol. Yield 78% (mp. 210-212 °C).
General procedure for synthesis of the merocyanine dyes 6 and 7. A triethylamine excess (4 mmol, 0.48 ml) was added dropwise to a mixture of picolinium salt 3 or 4 (3 mmol) in DMF (1.5 ml), and a CH acid derivative 5a-c (6 mmol) was added. The reaction mixture became colored. Then the reaction mixture was heated at 70 °С for a period of from 5 min to 4 h and then cooled to room temperature. The product was precipitated from the DMF solution by dropwise addition of water. The precipitate formed was filtered off, washed with water, and dried in air. Then the pure merocyanine dyes were isolated by column chromatography on SiO2 using a dichloromethane and acetone (10:1) mixture as an eluent. (E)-2-(2-(1-Methylpyridin-2(1H)-ylidene) 3346, 3291, 3189, 2956, 2926, 2861, 2177, 1629, 1541, 1412, 1366, 1306, 1221, 1151, 1077, 1038, 964, 869, 809, 757, 720, 650, 600, (E)-2-(2-(1-Octylpyridin-2(1H)-ylidene)ethylidene)malononitrile (6g) . Yield 86%, mp 82-83 °C, orange crystals. IR (KBr), ν, сm -1
: 2957, 2919, 2855, 2188, 2175, 1634, 1569, 1528, 1497, 1478, 1440, 1406, 1322,  1305, 1275, 1228, 1161, 1076, 1043, 991, 955, 786, 757, 716, 615, 
